Probing centrifugal barriers in unimolecular dissociation of the allyl radical.
Time-resolved photoionization of the hydrogen atom product from the allyl radical, C3H5, dissociation with 115 kcal/mol total energy provides information on the unimolecular dissociation dynamics. Vibrationally hot ground-state allyl radicals in both low and high J-states are prepared by electronic excitation to selected rovibrational states of C-state allyl followed by internal conversion. The measured dissociation rates and kinetic energy release are independent of the allyl parent rotational energy and suggest that centrifugal effects are unimportant in allyl radical dissociation at 115 kcal/mol.